The formation of OD (order-disorder) phases of the LPSO (long-period stacking ordered)-type in Mg-Al-RE (RE (rare earth) = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems has been investigated for both as-solidified and annealed conditions. The OD phase is found to form in those systems with RE = Y, Nd, Sm, Dy, Ho and Er. The Mg-Al-RE OD phase formed is of the 18R-LPSO-type consisting of 6-layer structural blocks with the RE enrichment occurring in the four consecutive atomic layers in the structural block in the form of the Al 6 RE 8 L1 2 -type atomic clusters. The Mg-Al-RE OD phases are found to be stabilized by the inclusion of any atoms (either Mg, Al or RE) in the central site of the Al 6 RE 8 L1 2 -type atomic cluster. The occupancy ratio of the central site among Mg, Al and RE atoms varies with the RE element, so that the occupancy ratio of RE atoms increases with the increase in the atomic number of the RE element in particular for the late rare-earth elements. Based on the results obtained, a criterion based on the volume of the Al 6 RE 8 atomic cluster is proposed to predict the formation of the Mg-Al-RE OD phases.
LPSO phase in the Mg-Al-Gd system, however, revealed that the LPSO phase in the Mg-Al-Gd system should not be described as a 'LPSO' phase any longer in a strict sense in crystallography because of the existence of the in-plane ordering of Gd and Al atoms in the four consecutive atomic layers enriched with them in the 6-layer structural block 15 . Instead, the crystal structure of the 'LPSO-type' phases in the Mg-Al-Gd system is best described with the concept of the order-disorder (OD) structure [15] [16] [17] [18] [19] [20] [21] [22] [23] , in which a crystal structure is described with the symmetry of an OD layer (corresponding to a 6-layer structural block) and the relative relation between adjacent two OD layers 15, 17, 18 . Then, there is a possibility that a series of LPSO-type phases with an OD structure (i.e., OD phases) is formed in Mg-Al-RE ternary systems, although the OD phases have recently been found to develop also in the Mg-Zn-Y system when the Zn/Y concentrations are high [24] [25] [26] . It is of importance to note that the in-plane ordering in each structural block of the Mg-Al-Gd OD phases is described as a periodic arrangement of Al 6 Gd 8 L1 2 -type atomic clusters on lattice points of a two-dimensional × a a 2 3 2 3
Mg Mg primitive hexagonal lattice (a Mg is referred to the length of the unit vector along the a-axis of Mg) ( Fig. S1(a) of Supplementary) 15 . In addition, the formation of L1 2 -type atomic clusters is common to both the OD and LPSO phases in the Mg-Al-Gd and Mg-Zn-RE ternary systems 15, 16, 25, 26 and has been considered to play a key role in the formation of the OD and LPSO phases 17, [27] [28] [29] [30] . Furthermore, recent first-principles calculations have predicted that the OD phases in the Mg-Al-RE and Mg-TM-RE ternary systems are stabilized by the inclusion of an additional Mg atom in the centre of each L1 2 -type atomic cluster [31] [32] [33] [34] [35] [36] . In fact, we have experimentally confirmed that the additional atom inclusion in the OD phases in the Mg-Zn-Y and Mg-Al-Gd systems, although the additional atom is identified not to be restricted to Mg, but is either Mg, Zn or Y and either Mg, Al or Gd 25, 26 . Thus, it should be important also to investigate whether the preference of the additional atom included in the L1 2 -type atomic cluster varies depending on the RE element or not for the detailed understanding of the formability of the LPSO-type phases in the Mg-Al-RE and Mg-TM-RE ternary systems.
In the present study, we investigated the formation behaviour of the LPSO-type phases in a number of Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems, in order to identify RE elements that form the LPSO-type phases in Mg-Al-RE ternary systems. We also investigated the crystal structures of the LPSO-type phases formed in Mg-Al-RE ternary systems, paying special attention to whether their crystal structures are of the OD-type or not and to whether the preference of the additional inclusion atom in the Al 6 RE 8 L1 2 -type atomic cluster varies with the RE element or not. Based on the results obtained, a possible empirical criterion for the formation of the LPSO-type phases in Mg-Al-RE ternary systems was discussed.
Results
Scanning electron microscopy (SEM) observations. The formation of LPSO-type phases in Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems were investigated not only with as-solidified ingots but also with ingots subsequently annealed at either 450 or 500 °C for 64 hours. The results obtained by annealing at 450 °C did not differ significantly from those obtained by annealing at 500 °C. These RE elements are classified into four groups depending on whether or not and how the LPSO-type phase is formed. The identification of LPSO-type phases was made by checking the image intensity, morphology and energy dispersive X-ray spectroscopy (EDS) analysis in the SEM, further confirmed by electron diffraction and imaging in the transmission electron microscopy (TEM) and scanning transmission electron microscopy (STEM). Since LPSO-type phases formed in the Mg-Al-RE systems were indeed all OD phases (as detailed in the subsequent sections), the term, OD phase, will be used hereafter in this paper instead of LPSO phase.
Group 1 consists of Y and Gd 15, 17 . In the Mg-Al-RE ternary systems containing these RE elements, the OD phase is observed in the as-solidified ingot and the volume fraction the OD phase increases upon annealing, as shown in Fig. 1 (a,e) for the case of RE = Y. Group 2 consists of Nd and Sm. In this case, the OD phase is observed in the as-solidified ingot, and the volume fraction of the OD phase does not change significantly upon annealing at 450 °C, as shown in Fig. 1 (b,f) for the case of RE = Sm. However at higher annealing temperature of 500 °C, the OD phase is totally eliminated for both cases of RE = Nd and Sm. Group 3 consists of Dy, Ho and Er. In the Mg-Al-RE ternary systems containing these RE elements, the OD phase is not observed in the as-solidified ingot but it is observed to form upon annealing, as shown in Fig. 1 (c,g) for the case of RE = Dy. Group 4 consists of La, Ce and Yb, with which the OD phase is observed neither in the as-solidified ingot nor in the annealed ingot, as shown in Fig. 1(d,h) for the case of RE = La. Of importance to note here is that the OD phases formed in the Mg-Al-RE systems with RE of groups 1~3 coexist with the Mg phase, as the LPSO phases in the Mg-Zn-RE systems do 2-7 . Atomic-resolution high angle annular dark-field (HAADF)-STEM observations. Atomicresolution HAADF-STEM images of the OD phase in the Mg-Al-Er system (group 3) annealed at 450 °C for 64 hours are shown in Fig. 2 (a,b) for the incident directions of [21̄1 0] and [1100], respectively. Since the OD phase is known to form in the Mg matrix so that their close-packed directions and planes are parallel to each other, Miller indices to express directions and planes for the OD phase are referred to as those of the matrix phase of Mg with the hcp structure. In these HAADF-STEM images, brighter spots corresponding to atomic columns enriched with RE (Er in this case) with the brightness corresponding to the extent of the enrichment 15, [37] [38] [39] [40] . The Mg-Al-Er OD phase evidently consists of 6-layer structural blocks of the 18R-LPSO-type stacking, within which the enrichment of Er atoms occurs in the central four consecutive atomic layers in the form of Al 6 Er 8 atomic clusters, as in the case of the OD phase in the Mg-Al-Gd system [15] [16] [17] [18] . When judged from the ordered arrangement of 'double dagger' patterns corresponding to these Al 6 Er 8 atomic clusters in the [11 00] HAADF-STEM image ( Fig. 2(b) ), the long-range in-plane ordering of Al 6 Er 8 clusters is completed after annealing at 450 °C for 64 hours. Open circles in Fig. 2 spacing between adjacent Er-enriched columns in the outer layers of the four consecutive atomic planes (corresponding to the distance S 1 and S 2 in Fig. S1 (a) of Supplementary). Inspection of the relative shifts occurring between adjacent structural blocks confirms that the stacking order for 6-layer structural blocks has yet to be completed, as is evident from the sporadic occurrence of the relative shift of 1/2 and 1/6, in addition to the dominant shift of 0 and 1/3. This indicates that stacking positions of C 2 and C 3 are also sporadically taken in addition to the dominant C 1 positions for the stacking of structural blocks in the Mg-Al-Er OD phase at this stage of precipitation. Similar characteristics are observed in the OD phases in the Mg-Al-RE (RE = Y (group 1), Dy and Ho (group 3)) ternary ingots heat-treated at 450 °C for 64 hours. All these are consistent with the result of SAED analysis of Fig. S2 of Supplementary.
The propensity for stacking positions C 2 and C 3 is generally decreased upon further annealing so that the OD phase eventually consists of 6-layer structural blocks stacked with only the C 1 positions. Atomic-resolution HAADF-STEM images of the OD phase in the Mg-Al-Y system annealed at 525 °C for 64 hours are shown in Fig. 2(c,d) for the incident directions [2110] and [1100], respectively. Inspection of the relative shifts occurring between adjacent structural blocks confirms that the long-range order in the stacking of structural blocks along the [0001] direction is completed in most areas with the occurrence of the regular shift of 1/3 and 0 in the case of Fig. 2(c and d) , respectively. This is consistent with the result of SAED analysis that the polytype with the maximum degree of order (MDO polytype), 1 M (MDO1, space group: C2/m) with the simplest stacking in the OD-groupoid family formed with the C 1 stacking relations is formed as the most stable form for the Mg-Al-Y OD phase, as in the case of the Mg-Al-Gd system 17 .
Low-magnification and atomic-resolution HAADF-STEM images of the OD phase in the Mg-Al-Sm system found in the as-solidified ingot are shown in Fig. 3 (a and b), respectively. Sm belongs to group 2 with Nd and the OD phase is formed during solidification but eliminated upon annealing at 500 °C for 64 h. The enrichment of Sm occurs in the four consecutive atomic layers in the form of Al 6 Sm 8 atomic clusters ( Fig. 3(b) ) even in the as-cast condition. Bright stripes running horizontally in the image of Fig. 3 (a) correspond to atomic layers enriched with Sm, and there is obviously no variation in the thickness of bright stripes, indicating the enrichment of Sm occurs always in the form of Al 6 Sm 8 atomic clusters in four consecutive atomic layers in structural blocks. On the other hand, alternate dark stripes in the image of Fig. 3 (a) correspond to Mg layers that sandwich the Sm-enriched four consecutive atomic layers in structural blocks. Although the thickness of these dark stripes is constant in many areas forming 6-layer structural blocks, sporadically occurring thicker dark stripes are observed here and there in Fig. 3(a) . These regions with thicker dark stripes correspond locally to structural blocks of either 14H-or 24R-LPSO-type stacking with 7-and 8-layer structural blocks, as shown in the HAADF-STEM image of Fig. 3(b) . In Fig. 3(b) , the arrangement of 'double dagger' patterns corresponding to Al 6 Sm 8 atomic clusters is well ordered in some areas but not in other areas, indicating that the formation of Al 6 Sm 8 atomic clusters already occurs at this stage but that the long-range in-plane ordering of these Al 6 Sm 8 clusters has not fully completed yet in the as-solidified condition. Fig. 4 (a,c,e,g)), while it is less evident for those with RE = Nd and Sm ( Fig. 4(i,k) ). For each of the OD phases formed with RE = Y, Dy, Ho and Er, the intensity of the additional spots in the centre of Al 6 RE 8 atomic clusters varies from cluster to cluster, indicating that the element (either Mg, Al or RE) occupying the central position and their occupancies vary from cluster to cluster, as we observed previously for the Mg-Zn-Y OD phases 25, 26 . The intensity profile taken from a double dagger pattern including a central additional bright spot with the highest intensity for each of the OD phases (as outlined with dotted lines in Fig. 4 (a,c,e,g,i,k)) are shown in Fig. 4(b,d,f ,h,j,l). Normalization of these intensity profiles is made by taking the highest and lowest intensities in the image profile unity and zero; the highest intensity is exhibited by the brightest spot corresponding to the RE atom column in either of the central two atomic layers of the RE enrichment while the lowest intensity is exhibited by the background between adjacent pure Mg layers. The normalized intensity at the position of the additional spot is found to increase in the order of Y, Dy, Ho and Er, i.e. in the increasing order of the atomic number. The fraction of double-dagger patterns accompanied by an additional bright spot with a relatively high intensity seems to be larger in the Mg-Al-Er OD phase (Figs 2(b) and 4(d) ) than those in the Mg-Al-Y (Figs 2(d) and 4(a) ), Mg-Al-Dy ( Fig. 4(b) ) and Mg-Al-Ho ( Fig. 4(c) ) OD phases. In view of the fact that the intensity of bright spots (corresponding to atomic columns) in atomic resolution HAADF-STEM image is approximately proportional to the square of the average atomic number of the atomic column [37] [38] [39] [40] , these observations suggest that the occupancy ratio of the central site among Mg, Al and RE atoms varies with the RE element, so that the occupancy ratio by RE atoms increases with the increase in the atomic number of the RE element. For light rare-earth elements, Nd and Sm, although no apparent additional spot is observed in the centre of each double dagger pattern, the intensity at the additional spot position is far above that calculated assuming without any additional atom at the central position. This may indicate that the central sites of Al 6 RE 8 atomic clusters in the OD phases formed with RE = Nd and Sm are occupied more by Mg (or Al) atoms than by the RE atoms.
First-principles calculations for the OD phases in the Mg-Al-RE systems. In order to deduce the possible reasons for the RE inclusion at the central site of Al 6 RE 8 atomic clusters, first-principles density functional theory (DFT) calculations were conducted using the Vienna Ab initio simulation package (VASP) 41 . The OD-phase formation energy ΔE form , stability factor ΔE stab and energy required to insert one additional atom i (i = Mg, Al or RE) in each Al 6 RE 8 atomic cluster ΔE ins (insertion energy) were evaluated with the following equations 25, 26, 34, 35 :
where E tot (j) is the total energy per atom of the phase j and E CH (Mg l Al m RE n ) is the energy of the convex hull at the composition of the OD phase with a formula unit of Mg l Al m RE n ((l, m, n) = (58, 6, 8) when no additional atom is inserted). Each convex hull is composed of three convex hull phases mostly selected according to the selections made by Saal and Wolverton except for the Mg-Al-Pm ternary system 35 (listed in Table S1 of Supplementary). According to the stability criteria proposed by Saal and Wolverton 35 that the OD phase is considered to be stable and nearly stable respectively if ΔE stab < 0 and ΔE stab < 25 meV/atom, all of the 18R-LPSO-type Mg-Al-RE OD phases (RE = Y, La ~ Lu) are predicted to be stabilized when an Mg atom is inserted at the centre of each Al 6 RE 8 atomic cluster ( Fig. 5(a) , Table S1 of Supplementary). This is fully consistent with the previous reports 34, 35 . It should be noted, however, that the difference in the stability factor ΔE stab for the Mg inclusion and the RE inclusion decreases with the increase in atomic number for the heavy rare-earth elements (RE = Gd ~ Tm), while it does not change significantly for the light rare earth-elements (RE = La ~ Sm). The results of calculation of the stability factors ΔE stab ( Fig. 5(a) ) and the insertion energy ΔE ins ( Fig. 5(b) ) indicate that the RE inclusion in the central site of the Al 6 RE 8 atomic cluster is increasingly more favourable for the Mg-TM-RE OD phases with the heavier rare-earth elements (RE = Gd ~ Tm). This may be the reason for the present STEM observations that the fraction of double-dagger patterns containing an additional bright spots with relatively high intensity increases with the increase in atomic number of RE atoms that form the Mg-Al-RE OD phases (Fig. 4) . Based on the comparison between the experimental and calculation results, the stability criteria of the Mg-Al-RE OD phases would be described approximately as follows: the OD phase is expected to be stable if ΔE stab < 12.5 meV/atom, the value of which corresponds to that for the Mg-Al-Ce OD phase with the Mg inclusion.
Discussion
In the present study, some rare-earth elements (RE = Y, Nd, Sm, Dy, Ho and Er) have been found to form the Mg-Al-RE OD phases in addition to Gd, while others (RE = La, Ce and Yb) not. We first discuss the applicability of the criterion propose by Kawamura and co-workers for the formation of the LPSO phases in the Mg-Zn-RE ternary systems 7 to the formation of the OD phases in the Mg-Al-RE systems. Table 1 summarizes the mixing enthalpy of Mg-RE, Al-RE pairs, maximum solubility in Mg and metallic radius for various RE atoms 42, 43 that are required to check the applicability of the proposed criterion as described in the Introduction section. The rare-earth elements (RE = Y, Nd, Sm, Gd, Dy, Ho and Er) that form the Mg-Al-RE OD phase all satisfy the criterion items (1) and (4) related respectively to mixing enthalpies and metallic radius. However, the items (2) related to crystal structure and (3) related to solubility limit are violated by Nd (dhcp structure, maximum solubility ~0.63 at. %) and Sm (rhombohedral, maximum solubility ~0.99 at. %). This indicates that the criterion proposed for the LPSO-phase formation in the Mg-Zn-RE ternary systems is not simply applicable to the OD-phase formation in the Mg-Al-RE systems. We now discuss an alternative criterion for the formation of the OD phases in the Mg-Al-RE systems. Since the OD phase is characterized by a very high degree of in-plane ordering of dense Al 6 RE 8 atomic clusters with a periodic arrangement on lattice points of a two-dimensional × a a 2 3 2 3
Mg Mg primitive hexagonal lattice, the formability of the OD phase is considered to be closely related to the stability of Al 6 RE 8 atomic clusters in the OD phase as well as the inter-cluster interaction among them [27] [28] [29] [30] . Because both the LPSO and OD structures can be described approximately as the structures containing dispersed Al 6 RE 8 atomic clusters embedded in the Mg matrix 27, 29 , the size and number density of the Al 6 RE 8 atomic clusters are important factors controlling the stability of the OD phase. Here, we propose an alternative criterion for the formation of the OD phases in the Mg-Al-RE systems based on the volume of the Al 6 RE 8 atomic cluster. This partly comes from the fact that the in-plane density of Al 6 RE 8 atomic clusters is virtually the same (with the two-dimensional × a a 2 3 2 3
Mg Mg primitive hexagonal lattice) for all observed Mg-Al-RE OD phases and also comes from the fact that the average volume of the Al 6 RE 8 atomic cluster is one of the simplest factors altered by the type and amount of the inclusion atoms in the Al 6 RE 8 atomic clusters. Figure 6 shows the variation of the volume of the Al 6 RE 8 atomic cluster with an additional atom. The cluster volumes, V cluster , are estimated with the average atomic volume deduced for pure elements, V Mg , V Al and V RE (unit cell volume divided by the number of atoms in the unit cell) as follows,
where V incl is either 0, V Mg , V Al or V RE depending on the central site of the Al 6 RE 8 atomic cluster is not occupied or is occupied by either Mg, Al or RE. The values of the average atomic volumes for pure elements estimated using the crystallographic information in ref. 44 are summarized in Table 2 . It is now obvious from previous theoretical and experimental investigations 25, 26, [31] [32] [33] [34] [35] [36] as well as from the present theoretical calculation that the central site of the Al 6 RE 8 atomic cluster is occupied by either Mg, Al (or TM) or RE. Thus, it is quite reasonable to assume that the Mg-Al-RE OD phase formation should always be accompanied by the atom inclusion in the Al 6 RE 8 atomic cluster whatever the atom kind is. Then, for any particular Mg-Al-RE OD phase, the volume of the Al 6 RE 8 atomic cluster is the smallest with the Al inclusion and is the largest with the RE inclusion ( Fig. 6 ). On the assumption, we can determine the cluster volume range for the successful formation of the OD phase as indicated with a pale blue band in Fig. 6 . The upper limit is determined by the volume of Al 6 Ce 8 atomic cluster with the Al inclusion, According to this criterion, the OD phase is expected to form in the Mg-Al-RE ternary systems with RE = Pr, Pm, and Tb as well. This has yet to be investigated. Figure 6 also predicts that while the possibility for the Al 6 RE 8 atomic cluster to have the RE inclusion in the central site is quite low for the early rare-earth atoms (La~Sm), the possibilities for the RE and Mg inclusions respectively increase and decrease with the increase in atomic number of RE atoms for the late rare-earth atoms (Gd~Er). This is fully consistent with the atomic-resolution HAADF-STEM observations of Fig. 4 . This indicates that occupancies of either Mg, Al or RE in the central site of the Al 6 RE 8 atomic cluster are also determined by the volume range of the Al 6 RE 8 atomic cluster for the successful formation of the Mg-Al-RE OD phases. 
Conclusions
We investigated the formation of OD phases of the LPSO-type in Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems by SEM, TEM and atomic resolution STEM. The results obtained are summarized as follows.
1. The RE elements are classified into four groups, depending on whether or not and how the OD phase is formed. Group 1 consists of Y and Gd, and the OD phase forms even during solidification and the volume fraction of the OD phase increases upon annealing. Group First-principles DFT calculations were conducted using the VASP code 41 . The generalized gradient approximation of Perdew-Burke-Ernzerhof (GGA-PBE) is used to treat the exchange-correlation functional 45 . The crystal structure used for the calculations is the MDO polytype, 1 M (MDO1, space group: C2/m) in the OD-groupoid family formed with the C 1 stacking relations as observed in the Mg-Al-Y and Mg-Al-Gd systems 17 . Four model cells with and without an additional atom of either Mg, Al or RE at the central site of the Al 6 RE 8 atomic cluster are calculated. An energy cutoff is set to be 400 eV and Monkhorst-Pack k-point mesh of 6 × 4 × 4 is used throughout the calculations 46 . The geometric optimization is terminated when the residual forces become less than 0.01 eV/Å.
